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. adticd a soln. of NH in (CHLCI 2 until pti, cvased, ppt. - 
Apr 25 , ‘ 1954 : filtered off, washed with fresh solvent, and the soln. evan!., 
Organic Chent 3try yielding 4.4 g. diacetonylmercury, m. 60° (from heptane 
. : CHa). This (0.32 R-) and 0.27 g, HeCh heated 10 min. 
in EtOH guve 0.5 g, AcCHsHgCl, m9. 103-4°, Similarly, 
B2CH HgCt and NH, in (CHC); gave 50% (BsCit, He, 
in. 168". 24Ch oromercurl jcyciopentanona sinlarly gare 
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octane), which, heated with HgCly in EtOH gave, RiyCt, 

mt. 149-50°. Reaction of 2 Chloromercuri cyclohexanone - 
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* decomp. 120° (from PhMe-octane), ek: G.M. K, L. 
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Two new methods o 


The Moscow State University im. M. ¥. Lomonosov 


ee ee nee 
os Reaction of. HgO' with ‘vinyl ethers — 


hods of synthesizing mercury bis-ketones and mercury bis-acétal~. i 
dehydes are described. The products obtained through the application of © - tae 
the new methods are listed. It was established that the addition of Hg . 
salts to ethylene in an alkali medium leads only to the formation of ethano-: Be 
imercury hydroxide which does not react with an alkene surplus. It was alsof 
found that the ‘renction between moist HgO and vinyl ethers, which results : 

in direct formation of :mercuri-organic compounds, passes an intermediate  ~ 
stage of formation of mercuri-organic hydroxides. Four references: 3 USSR 


and 1 USA (1947-1953), _- 


Acadontclan A. H. Necriovanoy, Decunber 20, 15 
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AUTHORS : Kochetkov, NH. Kes Khomutova, Ye. D.; Veroeyskiy, 79-12-9/43 
M. Yo., and Khomutov, R. HM. 


—__ 

TITLE: Investigation in the Series of the Isoxazol (Issledovaniye 
v ryadu izoksazola 
Iv. Synthesis of Some Amines of the Isoxazol Series 
(Sintez nekotorykh aminov ryada izoksazola) 


PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, Nr 125 PP. 3210- 
-3214 (USSR) 


ABSTRACT : 
Sy 

tod, of some derivati 
series with an am 8 
out by the authors. Thus the reaction of the 3-methyl- 
-chloride-isoxazol with diethylaminoethanol leads to 
(isoxazol-3-methyl)-f-diethylaninoethy?-ethee (see formulae). 
This ;amino ether forms together with ethyl iodide a 
quartary salt, which is also confirmed by its structure. 

3-diethylaminomethyl- 

direct influence 

of the 3-me i i j-amine does 


Card 1/8 not lead to the resu 
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Investigation in the Series of the Isoxazol 19-12-9/43 


: Iv. Synthesis of Some Amines of the Isoxazol Series 


succeeded to bring the 3-methyl-chloride-isoxazol in con- 
densation with aromatic amines, with the aim to use the 
compounds obtained for the synthesis of the isologues 
(izologov) of the known preparation "Anthergan" (antergan), 
having the isoxazol-cycle instead of the benzene nucleus 
(see formulae!). As the halide methyl-isoxazols substituted 
are difficult to approach, & simple method of producing the 
ore ithyl-chloride-3-dinothyl~3,, 5-dimothyl-ssoxaze, had to be 
worked out. It succeeded to realize this new reaction by 
means of the heating of the 3, 5-dimethyl-isoxazol with 
paraformaldehyde in dary tetra-hydrogen-chloride in the pre- 
sence of hydrogen chloride. The yield of 3, 5-dimethyl-4- 
-nethyl-chloride-isoxezol amounted to 28-30%. It was shown 
that the synthesized H_phenyl-N-(3,5-dimethyl-isoxazolyl-4- 
-methyl)-N, N-dialkyl-ethylene-dianines and the iodine 
ethylate of the 3-diethyl-amino-methyl-isoxazol demonstrate 
a weak physiologic activity. There are 7 references, 4 of 
which are Slavic. 
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AUTHORS: - Xochetkov, N.K., Gottikh, B.P., Karpeyskiy, M.Ya., Khomutov, RM. 


“TITLE: The Configuration of B ~Chlorovinylketones (0 konfiguratsii 
B -khlorvinilketonov) 


PERIODICAL: Khimicheskaya nauka i promyshlennost', 1958, Vol III, Nr 6, 
: p 834 (USSR 


ABSTRACT: It is supposed that f& -chlorovinylketones heave a trans-con- 
: figuration, since the only product of the oxidation of the 
sodium hypochlorite of the nethy1-P-chlorovinylketone is the 
trans-chloroacrylic acid. 3 
There are 6 Soviet references.: 


ASSOCIATION: Nauchno-issledovatel'skiy institut farmakologii i khimoterapii 
(Scientific Research Institute of Pharmacology and Chemical 
Therapy ) 


SUBMITTED: Hay 7, 1958 
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AUTHORS: Kochetkov, N. K., Khomutov, R. U., sov/79-28-11-25/55 
, Karpeyskiy, MW. Yo., Budovskiy, E.1I. 


TITLE: Cycloserine and Related Compounds (Tsikloserin i 
rodstvennyye soyedineniya) III. On the Synthesis of 
Cycloserine ( III.O sinteze teikloserina) 


PERIODICAL: Zhurnal obshchey khimii, 1958, Vol 28, Nr 11, 
pp 3013 - 3019 (USSR) 


ABSTRACT: Lately, the authors had reported on a new synthesis 
of the antibiotic cycloscrine, the d-4-amino isooxazoli- 
done-3, from an accessible ester of the a,P-di- 
chloro propionic acid and acetoxime (Ref 2). As 
further chemical and cliniccl investigations (Refs 
3,4) proved its high antituverculcr activity this 
synthesis was investigated in detail. All other 
scientists nave hitherto proceeded from the weakly 
accessible amino acid of serine. The synthesis of 
the authors took place according to the mentioned 
scheme 1, with methacrylate serving as initial sub- 
stance. The condensation of the methyl-a,B-di- 

Card V4 chloro propioncte (I) with acetoxine seems to be the 
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Cycloscrina par “elated Compounds. IIT. On the Synthesis sov/79-28-11-25/55 
of Cycloserinc 


bottleneck of this synthesis. The difficulties are 
due to the fact that a selective substitution of the 
B-halogen atom must be carried out. The reaction (I) 
with a2cetoxime was investigated with different 
solvents at different temperatures and at different 
retios of the reacting compounds. The condensation 
(I) with the oxime supplied the best results in the 
presence of sodium nethylete in methanol at 0-5° 
(yield of compound (II) :25-30%). Besides (II) 

nlso the a-chloro fp-methoxypropionste (20%), and 
apparently also the nethyl-a-chloro-acrylate were 
obtained. Of the two possible reaction processes the 
one with the previous separation of hydrogen halide 
with the subsequent affiliation of the formed a- 
halogen acrylate to the double bond was selected. 

In the amination the ester was first transformed 
with elieali liguor into the acid (ITI), which then was 
subjected to the amination. After lonzer exverinents 
the eminntion was carried out with excess liguid 
ammonia on heating under the formation of (IV). 
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This acid (IV) was separated in form of the 

chlorine hydrate, which further on served as the 
main product of the synthesis of dichloro hydrate 
(Vv). The acid hydrolysis was used (Scheme 2). for 

the selection of a secure and convenient transition 
from (IV) to (V) under various conditions. It was 
found that the synthesis of (V) is most convenient 
from (VI); it may, however, also ve carried out 
directly from (IV) or (VIII). In the last stage 

it was possible to increase the yield in the 
cyclization of the dichlorine hydrate (V) to the 
cycloserine from 65 to 82%, with the product already 
separated in analytically pure state. from the reaction 
mixture. Compared to earlier syntheses of cyclo- 
serine the one mentioned here offers a better yield 
and avoids the use of resinous compounds (Refs 5,10). 
The racemate of cycloserine showed a high activity 
against infections of all types. There are 11 refer- 
ences, 3 of which are Soviet, 
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(Polucheniye metallicheskikh proizvodnykh vinilovogo sp}: 


PERIODICAL: Boklady Aksdemii nauk USER, 1958, Yol. 20, Mr 5, pp-1049-1051 
(U5) 


ABSTRACT: The most interesting characte:.istic feature of seranea eee 
mercurented carbonyl compounds is tuesr eopacs ) zene : & 
in two directions (with respect to © end to %, and of foraine 
2 seriee of derivatives. In the first case the reaction ta 
ucts correspond to a direct substitution of the Joh Ades eee 
the seoond cane the reaction center of the molecule is a 1-4) 
ferred since the He-C and C-0 bonds are well developed e 8 5 
In the present paper the authors report on 2 nem group en 
reactions investigated by them in which the reaction cen & 
is transferred us yell. These reretions make prorsible an ~ 
ensy transition Prom C-metai derivatives of cerneny? ener 
to their O-metal derivatives, especially the metat ace 23 
of the most simple enol - of vinyl alcohol. In order to ob~ 


APPROVED FOR RELEASE: 09/17/2001 CIA-RDP86-00513R000722220014-1" 


BTA SE Fre oe TRS Pee er 


"APPROVED FOR RELEASE: 09/17/2001 


CIA-RDP86-00513R000722220014-1 


20Y /2¢-120-5-53/67 
fne Production of Netallic Derivatives of Vinyl Alcohol 


tain lithium- and sodium yinylates the snuthors carried out 
experiments with the dissocistion of the monomercurated 
ncetaldehyde by means of metallic lithium aid sodium into 
benzene und toluene which, however, feiled. The authors suc- 
ceeded, however, in obtaining the two vinylates in the indi- 
vidual state by means of the dissociation of the Hg-C bond 
of the aldehyde- end ketone mercury derivatives by alkali 
metal solutions in liauid ammonia. he obtained conpounds are 
_ colorless crystalline substanced. Lithium vinylate is soluble 
in ether and benzene, sodiun vinylate, hoxever, is not. The 
simple methods of synthesi3 of mercury-bis-acetaldehyde (Ref 5) 
worked out by the authors und a slignt dissociation ot the 
latter ty alkali metuls in Jiouid amaonia rendered accessible 
the hitherto not described most simple metal enolates: at 
present the authors are of the opinion thet the dissociation 
of the Hg-C bond during an experiment in which the aldehyde- 
and ketone mercury salts wore symmetrized by means of various 
complex formers passes an intermediate estuge of the enolate 
formation. This enolate ma. be easily hydrolyzed in ea water 
Card 2/3 medium, when aldehyde or zstone, respectively, is split off: 
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TITLE: Cycloserine and Related Compounds (Tsikloserin i rodstvennyye 
soyedineniya) 
IV. 0 -Benzoyl-Amino Acrylic Hydroxamide Acids (IV. & -Benzoil- 
aminoakrilgidroksamovyye kisloty) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 1, pp 68-75 (USSR) 


ABSTRACT: In the search for methods of synthesizing the recently dis- 
covered antibiotic cycloserine and related compounds the 
authors believed it would be of advantage to extend their 
investigations to several hydroxamide acids having an aoyl 
amino: group in. the % -position. Further reactions with this 
group’ brought about a new way of synthesizing cycloserine 
analogues,. The present paper deals with the synthesis of | 
fA-substituted &-benzoyl-amino acrylic hydroxamide acids, The 
most favorable synthesis of those compounds was the reaction 
of azole@toné:::): with hydroxyl amine. Shaw and McDowell 
(Ref 4) succeeded in opening azolaccone by reaction of 
2ephenyl-4-benzylidene oxazolone (Ia) with free hydroxyl amine 
in methanol. This reaction, was, however, accompanied by 
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Cycloserine and Related Compounds. S0V/79-29-1-16/74 
“IV. o¢-Benzoyl-Amino Acrylic Hydroxamide Acids 


side-reaetions so that the yield in o ~benzoyl-amino~ (-phenyl- 
-acrylic hydroxamide acid (IIa) amounted only to 50 %. Apart 
from this acid & -benzoyl-amino- 4-phenyl- 4-oxyamino propionic 
acid was separated (25 %). Here, the reaction was carried out 
under varying conditions. Of essentinl] importance in this 
connection the optimum percentage of the medium, which is not 
allowed to exceed 5-6.5, as otherwise complications would 
arise. Thus,a@ general synthesis of /2 -aryl-& -benzoyl-amino 
acrylic hydroxamide acids was worked out by reaction of 
2~phenyl-4-arylidene oxazolones with acetic hydroxyl amine in 
methanol (5-6.5 %!). (Yields 70-90 %) which is also applicable 


to the synthesis of f-alkyl- & -benzoyl-amino acrylic 
hydroxamide acids. By catalytic hydrogenation of f -aryl- 

- & -benzoyl-amino acrylic hydroxamide acids the o -benzoyl- 
- -aryl alanine hydroxamide acids were obtained. The 
structure of the synthesized compounds was proved by 
hydrolysis up to the & -benzoyl-A-aryl alanines. There are © 
1 figure, 3 tables, and 16 references, 4 of which are Soviet. 
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AUTHORS: Kochetkov, N. Ks, Budovskiy, E. I., $9V/79-29-2-59/71 
Khomutov, R. -., Karpeyskiy, M. H. 


TITLE: Cycloserine and Related Compounds (Tsikloserin i rodstvennyye 
soyedineniya). V. Cyclization of a-Benzoylamino-f-Arylacryl 
Hydroxamic Acids (V. Tsiklizatsiya a-benzoilamino-f-arilakril- 
gidroksamovykh kislot) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 2, pp 635-642 (USSR) 


ABSTRACT: On reacting hydroxamic acids (I) with HCl and HBr the corre~ 
sponding hydroxamic acidn (II) could be expected to form, 
leading to compounds (III) by the action of alkali lyes. As 
is known, however, compounds (I) may cyclize in another manner 
with hydrochloric acid, i.e. undec formation of compounds (IV) 
(Scheme 1), The latter possibility (way B) was carried out 
according to reference 2, on the cyclization of a-benzoylamino- 
-B-phenyl and a~benzoylamino-f-n-methoxy phenylacryl hydroxanic 
acid into the corresponding imidazolindone (IV), in a 50 and 16 % 
yield. The authors therefore closely investigated the cycli- 
zation of a-benzoylamino-f-arylacryl hydroxamic acids in order 
to determine the influence of the substituent in the aromatic 

nucleus upon the direction (A) or (B). On treating these 
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Cycloserine and Related Compounds. V. Cyclization s0v/79-29-2-59/71 
of a-Benzoylamino-f-Arylacryl Hydroxamic Acids 


compounds with HCl or HBr in methanol, dioxan, acetic acid 
and within a wide temperature range (from -50° to +100°) 2 
slight cyclization, almost quantitative, was observed, under 
formation of imidazolinolone (IV), whereas the formation of 
affiliation products of hydrogen halides of the type (II) was 
in no case observed. Thus it became evident that the reaction 
for (1), regardless of the character of the substituents in 
the nucleus, proceeds in the direction (B). The synthesis was 


worked out of 2-phenyl-5-arylidene imidazolire~ A'*?-01-3- 
~one#4 (IV) by the cyclization of B-aryl-a-benzoylamino acryl 
hydroxamic acids with hydrogen halide in alcoholic or acetic 
acid solution (73 % to quantitative yields). The compounds ob- 
tained develop a high bacterial activity, in which connection 
the substitution of the N-hydroxyl group in them by the meth- 
oxy group or the hydrogen atom causes the activity to disappear 
There are 3 figures, 1 table, and 10 references, 2 of which 

are Soviet. 
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- AUTHORS: Khomutoy, Re Me,» Karpeyskiy, H- Ya-, gov /79-29-2-60/71 
Severin, Yeo Seo» Budovskiy, BE. Ie, Kochetkov, Ne K. 


TITLE: Cycloserine and Related Compounds (Teikloserin 4 rodstvennyy® 
soyedineniya) yI. Synthesis of Cycloserine Analogues With a 
Substituted Amino Group (VI. Sintez analogov tgikloserina 5 

zameshchennoy aminogruppoy 


PERIODICAL: ghurnal obshchey khimil, 1959, Vol 29, Nr 2, pp 642-650 (USSR) 


ABSTRACT: fo investigate the relation between structure and chemothera~ 
y in the lately discovered j-aminoisoxazolidone- 
the authors applied their earlier worked out 

2) to the synthesis of cycloserine analogues 
ted amino group. In the course of this work, 
F. Sorm and c (Ref 3) published a different 
synthesis -of ves of this series. The synthesis 
f cycloserine took place 
pounds (II) meet 
minoxy propionic 
acid (I), one in the synthesis of 
cycloserine ae 2) 
Card 1/3 of compound (I) with various am 
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solutions no alanine derivatives (iI) were found in the re- 
action mixture, contrarily to the case in which inert solvents 
are used and also in case the reaction takes place without 
solvent with an excess of amine. The amination cf (I) was 
carried out with methyl amine, B-phenyl ethyl amine, benzyl 
amine, piperidine and morpholine, which were all taken in ex- 
cess to the jnitial chloric acid. The result in the crystalline 
state was g-methyl amino, a-benzyl amino, a-phenyl ethyl amino, 
q-piperidyl-B-isopropylidene amino oxy-propionic acid, with the 
specified radical values, in yields of 25-70 %, No pure 
crystalline product was obtained with morpholine. The next 
stage was the transition of (Iz) to the dichloro hydrates of 


chloric acid and alcohol, with subsequent esterification. They 
were partly obtained in the crystalline and partly in the non- 
crystalline state. For the synthesis of other analogues of 
cycloserine (Iv) the oily dichloro hydrates were used, which 
were not obtained in crystalline state. It was shown that the 
substitution in the amino group of cycloserine completely stops 
Card 2/3" its chemotherapeutical activity: The above-described 
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cyclization of the N-substituted substances of B-chloro alanine 
hydroxamic acids into the derivatives of 4-aminoisooxazoli- 
done-3 is preferable to the other schemes suggested by the other 
authors. There are 3 references, 2 of which are Soviet. 


ASSOCIATION: Institut farmakologii i khimioterapii Akademii meditsinskikh 
nauk SSSR (Institute of Pharmacology ane Chemotherapy of the 
Academy of Medical Sciences, USSR) 


SUBMITTED: December 17, 1957 
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TITLE: Synthesis of the Thioamide of the 2-Ethylisonicotinic Acid 
(Sintez tioamida d-etilizonikotinovoy kisloty) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 3, pp 915-919 (USSR) 


ABSTRACT: Recently the high chemotherapeutic activity cf the thioamides 
of some heterocyclic acids was reported, in particular of the 
thioamide of the 2-ethylisonicotinic acid (Ref 1). This 
thioamide exceeds by its efficacy many other tuberculostatica 
against mycobacterium tuberculosis. The synthesis of the 
thioamide of 2-ethylisonicotinic acid described in publications 
(Ref 2) is too complicated (of several steps) and not suitable 
for a large-scale production. In the present paper 4@ simpler 
synthesis of this thioamide according to the given scheme is 
described. The initial ethyl pyridine (I) synthesized according 
to reference 3 was oxidized with peracetic acid to give the 
N-oxide (11) which was transformed by nitration into compound 
III). In the reduction of (III) the 2-ethyl-4-aminopyridine 
IV)(90% yield) was formed. The bromide (v) was obtained by 
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treating the perbromide of (IV) with sodium nitrite in 
concentrated hydrobromic acid (Ref a This reaction proceeded 
smoothly and gave a high yield in (v). For the transformation 
of (V) into the nitrile the former was heated with copper 
cyanide. The complex compound initially formed was decomposed 
by ammonia into compound (vx) (Yield 70%). The last step of the 
synthesis was the transformation of the nitrile (VI) into the 
thioamide of the 2-ethylisonicotinic acid (VIL) which was 
obtained in crystalline form in high yield by the saturation 
of the solution (VI) in pyridine with hydrogen disulfide in 
the presence of triethylamine. In saltless state it is 
slightly, soluble in water. There are 6 references, 1 of which 
is Soviet. 


Nauchno-issledovatel' skiy institut farmakologii i khimioterapii . 
(Scientific Research Institute of Pharmacology and 
Chemotherary) 


February 4, 1958 
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TITLE: Cycloserine and Related Compounds (Tsikloserin i rodstvennyye 
’ goyedineniya). VII Synthesis of 5-Methyl-4-Aminoisoxazolidons~} 
ae eco VII .Sintez 5-metil-4-aminoizoksazolidona~? 
tsiklotreonina) 


PERIODICAL: fageh) obshchey khimii, 1959, Vol 29, Nr 4, PP 4328 - 1333 
USSR 


ABSTRACT: In the present paper the synthesis of the 5-methyl-4-ami noi scr 
; azolidone-3 guinineonine) iis described. The reason for this 
choice was the authors' desire to use the method earlier worked 

out by them (Refs 1,2) for the synthesis of the 5S-substituted 
homologues of cycloserine, and gince the latter is genetically 
related to the vital amino acid-treonine. This fact permits the 
assumption that cyclotreonine is as wall biologically active. 
When this investigation was finished a report was published 
(Refs 4,5) on the synthesis of cyclotreonine from treonine over 

Card 1/3 the corresponding hydroxamic acid. The synthesis of cyclotreonine 
(VI) carried out by the authors is illustrated by scheme 1. The 
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{nitial product (1) was obtained by the chlorination of methyl 
crotonate in methanol at 40-15° (70-807 yield), contrary to the 
complicated pre i the publications. The condensation 
of (I) with the sodiu tive of acetoxime (Ref 2) led to 
the ester (II) which was 80 into the acid (III). Com- 
pound (III) yielded the amino acia (IV) (50) with excess Liquid 
ammonia at 45-50° within 8-10 hovrs. The hydrogenation reaction 
CH 

3 =-N-O- was used for the determination of their strucwre, 
CH 


gince it proceeds without contact with the asymmetrical B-carbor. 
atom (Scheme 2). This way ig a now method for the determination 
of the structure of the -amino~f-igopropylidanaminocry acids. 
The result of the reaction was the separation (87%) and the 
identification of the d,1-allotzeonine which points cut that (IV) 
belongs to the erythro series. The next stage wes the transition 
of the amino acid (Iv) to the conpound (7) (50-60). The last 
stage consisted in the cyclization of the dichlorc hydrate (Vv 
Card 2/3 into the cyclotreonine (VI) by a caustic potash golution in 
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methanol solution (80-85%). Since the structure is not changed 
by the cyclization the formula cis-<, 1-5-nethyl-4-aminaisozacc- 
lidone-3 can be ascribed to the cyclotreonina. The structure is 
also confirmed by the data of the infrared spectrum. Its einil- 
arity was determined by means of the paper chromatography. 

Cyclotreonine has a distinctly marked antitubercular activity. 
There are 1 figure and 5 references, 3 of which are Soviet. 
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Nesmeyanov, A. Ney Lutsenko, I. F., Khomutov, R. M., Dubo- 
vitskiy, V. A. eae et eee 


Vinyl Esters of Sulfonic Acids 


Zhurnal obshchey khimii, 1959; Vol 29, Nr 3; 
pp 2817 - 2820 (USSR) 


To synthesize the vinyl esters of various carboxylic acids 

the authors made use of the reaction of acid halides of 
carboxylic acids with halogem mercury acetaldehyde or halo- 
geno mercury ketones, the only reaction products being the 
acetates of the enol forus of oxo compounds (Refs 1,2). The 
said reaction did not always exhibit the same character: thus, 
for example, the chloro carbonic acid ester, the acid chlorides. 
of sulfonic acids, and silicon tetrachloride did not react 

with the halogeno mercury 0x0 compounds. Mercury bisacetalde- 

hy de Hg(CH,CHO), (Ref 3) synthesized by the authors, proved 


to be more reactive as compared with the above aldehyde: 
this permitted the acid chlorides of the sulfonic acids to 
be introduced into the reaction according to the following 
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scheme: 


RSO,C1+Hg(CH,CHO), — RS0, 0CH==CH,+C1HgCH, CHO. 


Chloro mercury acetaldehyde did not react any more. Mercury 
bisketones reacted in the same manner. To prevent the vinyl 
ester of sulfonic acid from polymerizing, pyridine must be 
added, and the mercury salts must be removed from the reaction 
solution. By complying with these prudential measures, the 
vinyl esters of methane- and ethane sulfonic acid were ob- 
tained in yields of 45 or 47%. The yields of vinyl esters of 
benzene- and p-toluene sulfonic acid amounted to 7o and 15% 
correspondingly. Reaction of thionyl chloride with mercury 
bisacetaldehyde yielded divinyl sulfite (4595); when applying 
sulfuryl chloride it cleaved and developed S055 without any 


resulting divinyl sulfate. Reaction of vinyl ester of benzene 
sulfonic acid with benzoyl chloride according to A. Sieglitz 
and 0, Horn (Ref 4) gave a high yield of , fd -dichloropro- 


Card 2/3 piophenone according to the suggested scheme 2. The inter- 
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mediate product a-choro- (a -benzoyl ethyl-p-toluene sul- 

fonate separated by this reaction was completely transferred 
into fs »/§-dichloro propiophenone with the equivalent amount 
A1C1,5 this confirns the above reaction course. There are 4 


references, 3 of which are Soviet. 


Moskovakiy gosudarstvennyy universitet (Moscow State Uni- 
versity 


January 8, 1959 
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On the Structure of B-cnioroviny} Ketones and on the 

Stereochemistry of ,the Reaction of Ketovinylation 

(0 konfigurat3ii -khlorvinilketonov i stereokhimii reaktsii 

ketovinilirovaniya) 


Doklady Akademii nauk SSSR, 1959, Vol 125, Nr 1, pp 89-92 
(USSR) 


The structure of the substances mentioned in the title 
RCOCH=CHC1 is, in spite of their well elaborated utilization 
methods (Ref 1), still an unsolved problem. From the most 
important methods of production (Refs 2-4) it may be assumed 
that the substances produced in this way have 4 trana-structure. 
The authors succeeded in clearly confirming experimentally this 
assumption. If one of the simple ff -chlorovinyl ketones, 
methy?-f-chlorovinyl ketone is oxidized with sodium 
hypochlorite, the trans-f-chloro acrylic acid (Ref 5) forms 
under rigidly controllable conditions as the only product. If 
this oxidation does not contact the C-atoms with a multiple 
binding, moreover, if the mild conditions of reaction exclude 
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the iscmerization of tho initial substance and the reaction 
product a complets transformation of the structure during the 
reaction is impossible. Due to this fact me thyl-f-chlorovinyl 
ketone has to be regarded ag a transisomer. Thus, also all 
alkyl-, slkenyl-, and aryl-, -chlorovinyl ketones (Refs 2-4) 
are transisomers under similar conditions. As far as the 
-chlorovinyl ketones (Refs 6, 7) produced by other nethods 
are identical with those obtained by condensation with 
acetylene, they are obviously also transisomers. By the 
knowledge of the above structure the stereochemistry of the 
weaction mentioned in the title (Ref 1) could be observed, It 
¢3 one of the most important reactions of -chlorovinyl 
ketones and is only a nuzleophilic substitution of a halogen 
atom. Since the chemical methods cannot be used for determining 
the structure of the reaction products mentioned the authors 
used infra-red spectrae Although the authors mention only data 
on the ketovinylation of sulfinic ecids and Bp -dicarbonyl 
compounds, they have little doubt that also in other cases 
(Ref 1) ketovinylation reaction leads to a formation of 
transisomers. In other words, the reaction takes place under 
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preservation of the structure of the keto-vinyl group of the 
initial -chlorovinyl ketone. This preservation may be 
explained by the substitution mechanism of the halogen 

(Ref 1, see Scheme) suggested by the author mentioned first. 
There are 3 figures and 16 Soviet references. 


ASSOCIATION: Institut farmakologii i khimioterapii Akademii meditsinskikh 
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TITLE: The Mechanism of the Antibiotic Effect of Cycloserine (0 
f mekhanizme antibioticheskogo deystviya tsikloserina) 


PERIODICAL: Doklady Akademii nauk SSSR, 1959, Vol 126, Nr 5, pp 1132-1134 
(USSR) 


ABSTRACT: The cycloserine was paid attention to since its discovery 
(1955, Ref 1) on the one hand as high effective antituberculous 
agent, on the other hand as an interesting and suitable object 
to study the dependence of the biological effect on the struc- 
ture. In the institute mentioned in the Association for some 

-.. years a multiple-purpose study of the cycloserine (d-4-amino- 
~dsooxazolidone-3) and related compounds has been carried out. 
(Methods of-eroduosce of several-compounds of this series were 

elaborated, and cycloserine itself was synthesized. It is not 
only of interest because of its relative simple structure but 
also because of its unusual: complex of properties by which it 
differs from other known antibiotics. In spite of many papers 
Card 1/4 the theme Bentaenes in the title was not dealt with (Ref 4). 
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Data now already available allow the first considerations. It 
may be supposed that the essential part of the antimicrobic. 
activity of the cycloserine is its influence on the nitrogen 
metabolism of the micro-organisms. The paper is dedicated to 
the discussion of the probable nature of this influence in 
connection with the hypothesis of the biochemical effect of 
cycloserine proposed by the authors. Cycloserine reacts easily 
with aromatic aldehydes (datas of this reaction are published 
separately) and forms instable azomethine derivatives 
(Schiff's bases). They transform quickly into isomeric, stable 
compounds under mild conditions. The azomethine derivatives 
have a weak antimicrobal effect. Cycloserine analogues with 
substituted amino group and such without amino group are com- 
pletely inactive. The racemate of the antibiotic is not inferior 
to the natural d-isomer in relation to activity but it even sur- 
passes the latter sometimes in this regard. This cannot be ex- 
plained till now. (The said activity of the single substances 
was investigated under the direction of Prof. A. M. Chernukha by 
M. A. Breger, I. R- Balyn', y. P. Zuyeva, G. A. Ivanova, N. A. 
Kalinina, G. Ya. Kivman, V. S, Mitrofanov, E. G. Rukhadze, 

Card 2/4 Vy. Ne Solovtyev, N. M. Smol'nikova, and N. V. Chume shenko in 


APPROVED FOR RELEASE: 09/17/2001 


CIA-RDP86-00513R000722220014-1" 


17/2001 CIA-RDP86-00513R000722220014-1 


The Mechaniem of the Antibiotic Effect of Cycloserine sov/20-126-5-62/69 


the chemotherapy department. ) The authors suppose that the 
suppression of the AIKA-Biosynthesis is one of the most important 
manifestations of the antibiotic activity of cycloserine 
(Ref 5). If this is right then the eycloserine must influence 
the transamination reaction suppressingly- Actually experiments 
made by Ye. D. Vyshepan and K. I. Ivanova on the request of the 
authors have shown that cycloserine completely inhibits the 
enzymatic transamination in the system pyruvic acid - glutaric 
acid in concentrations corresponding to the bacteriostatic one 
(5-10 y/ml). The original action of the inhibition mechanism is 
the formation of the azomethine derivative by means of enzyme 
coferments catalyzing the transamination with the pyridoxal 
phosphate. The resulting Schiff's base must become a compound 
which cannot: decompose again.: Possible ways of such a stabiliza-~- 
tion: are: indicated. By: the said: original action the synthesis of 
the aspartic and glutamic acid and of-the glycine is suppressed. 
The disturbance. of the: biosynthesis of the specific nucleo- 
proteids caused thereby is'for example lethal for Microbacterium 
tuberculosis at which they are the main part of its proteins 
(Ref 9). The datas given here are in line with the existing 
Card 3/4 datas concerning the activity of the analogues of this anti- 
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biotic (Refs 7,10). The estimation does not enclose all the 
cycloserine action but only part of it. The salts being formed 
easily by cycloserine and its azomethine derivatives with heavy — 
metals can be toxic for the micro organisms or they can with- 
draw trace elements (Fe, Cu, Zn, Mg) out of the sphere of the 
micro-organisms. There are 10 references, 4 of which are 

Soviet. 


Institut farmakologii i khimioterapii Akademii meditsinskikh 
nauk SSSR (Institute of Pharmacology and Chemotherapy of the 
Academy of Medical Sciences, USSR) 

March 12, 1959, by A. N. Nesmeyanov, Academician 


March 12, 1959 
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Reaction of polyvinyl alcohol... 4106/8101 


ed up to & constant weight and finally analyzed. It contained 
9 roups. In order to synthesize the polyester, 4 
aqu f polyvinyl alcohol and polymethacrylic acid were mixer 
at room temp The polyester precipitate deposited after some 
minutes was washe i to a neutral reaction and then dried up 
to a constant weight. 4 of unused polymethacrylic acid in the 
filtrate was i i i fo analyze the polyesters it 
was saponified poxyl groups was deter- 
mined titrimetrically- ymethacrylic acid 
entering the composition of the polyester was calculated. The results 
are given in @ table. The reaction in question was conducted at equi- 
molecular ratios of the initial substances (referred to one link) oT 
with an excess of one of the two reactants. In all cases, esterifica- 
tion was almost quantitative. The reaction can be observed well, since 
poth polyvinyl alcohol and polymethacrylic acid are readily soluble in 
water, whereas the reaction product is not water-soluble and 
precipitates from the aqueous solutione The reaction follows the 
pattern: 
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coon . The resulting new polyesters belong to the 
ce eet septee ts “alact _.., s0-called cross-linked high-molecular 
a CHG compounds. They are insoluble in water 
and organic solvents, and carbonize on 
ae heating without melting. In order to 
Dice a Gee a clarify the structure of the polyesters, 
they were subjected to alkaline 
hydrolysis. In aqueous sodium hydroxide, 
hydrolysis is complete and yields poly- 
vinyl alcohol and the sodium salt of 
polymethacrylic acid. An analogous ex- 
n of polyvinyl alcohol was carried out in 


H ; CH, 


monomeric methacrylic acid. 
slower. It was found that the esterification of polymethacrylic acid 
“ith polyvinyl alcohol in aqueous solution is almost quantitative. 


\Abstracter's note: Essentially complete translation. | There are 
+ table and 3 Soviet references. 
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Reaction of polyvinyl alcohol... 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Akademii 
nauk SSSR (Institute of Organic Chemistry imeni 
N. D. Zelinskiy of the Academy of Sciences USSR) 


April 3, 1964. 
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4 99,0 61,6 59,0 1,07 
0,5 | 91,6 61,6 58,6 | 41,6 
1 

4 94,5 61,6 59,4 0,97 
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. Nloaumetakpizonan Kic 0,5 
Legend to the Table: (1) initial substances; (2) molar ratio; 
(3) yield, % of theoretical value; (4) content. of polymethacrylic acid 
links; (a) theoretical value, %; (b) practical value, %; (5) amount of 
polymethacrylic acid which did not react, ‘5; (6) polyvinyl alcohol; 
(7) polymethacrylic acid. 
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ORG: Moscow Institute. of Fine Chemical Technology im. HM. V. Lomonosov (Mstikowsiciy:B7/| 
Institut tonkoy cheskoy te gid a a Fe 

TITLES Synthesis and solubility of bariuny calciua, and manganese tungstates: ins 
melts of certain salts | ; 


. a soley oe. 2d, 
SOURCE: Vse znoye soveshchaniye po fisicheskoy khimii rasplavlen:ykh 
Kiev, 1963. “Fasichoekaya khiniya raspLavlennykh soley La bir pores ed of fused 
salts); trudy soveshchaniys. Ied-vo Metallurgiya, 1965» . 


‘TOPIC TAGS: ‘tungstate, barium compound, calcium compound, manganese compound , 
solubility , chemical precipitation, aqueous solution, temperature dependence, 
recrystallization 
ABSTRACTS Manganese tungstate was prepared by precipitation from aquecus nea 
of Mrfl> and NagWQy, and MnWQ,°2H20 was obtained. A stddy of the mapa ete ) one 
dehydrated MnWQ, in NagWQ, and NazWO, + 20% NaCl melta showed it to be rene Abies 
perature-dependent. Three different types of MmWQ, crystals sponding 
different regions of crystallization were obtained. Mangane Te oe aa 
pared in the melt via the reaction NazWQ, + MnCl2 ~ 2NaCl + MnWQ,, poets = 
not differ from that prepared by reorystellisetiony Beriua tungstate was 

\ : 
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: from sual-poly- 
dilut eous solutions of BaCl2 and NeWQ,. A microvi. 

Teeeet sathos was ase in studying the solubility in the BaClz-Ba¥Q, anes ~ ne 

| temoeratures. Coarsely crystalline BaWQ, was prepared by reoryacallt _ pour 
BaWiQ, in molten BaCl, and aleo by the reaction BaC0, + WO; ~ Bald, + Che 

medium. Caloium tungstate was obtained in similar fashion. ear CaChp welt - 

at high temperatures was determined. Attempts to crystallise Q, from Base 

showed this method to be inappropriate in air (the CaWQ, crystals contained eX 

CaO), Orig. art. hast 4 figures and 1 teble. 
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Synthesis of arylpyrasoles. Izv. AN SSSR Otd. khin. nauk 
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1,Moskovsekiy gosudarstvennyy universitet im. MeV. Lomonosova. 
(Pyrasole) 
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AUTH S: Kochetkov, N. K.3 Khomutova, Ye. Do; Karpeyskiy, M. Ya,; Khorlin, A. Ya, 
TITLE: Study of Isoxazole. part 3. Synthesis of Arylisoxazoles (Issledovaniye 


v ryadu 4aoksazola. Ir. Sintez arilizoksazolov) 
PERIODICAL?  Zhurna) Obshohey Mhinii, 1957, vol 27, No 2, PP» 452-457 (U.S.5.R.) 


ABSTRACT: It 18 show that aryl-beta-chlorovinyl ketones react with hydrochloride 
roxylemine under the very same conditions as their aliphatic analogues. 
When both components are heated in methanol, they produce high ylelds of 

arylisoxazoles. The reaction of alkyl-bete-chloroyinyl ketones with 
hydroxylemine yields @ mixture of alpha- and gemma-iscmers (5 ‘and 3- 
substituted jeoxazoles) with 50 - ‘60% of the alpha-form. The reaction 
with phenyl-beta-chlorovinyl ketone produces a mixture of alpha- and gemma~ 
phenyl isoxazoles in approximately equal amounts. The alpha-isomer content 
in the phenylisoxazole was 62-67%. Phenyl-beta-chlorovinyl ketones with 
substitutes in the arometic ring react smoothly with hydroxylamine, - 
giving high yields of arylisoxazoles. It is shown that the ratio of the 

alpha- and gamma-substituted 4goxazoles formed during the reaction of 

card 1/2  peta-substituted vinyl ketones RCOCH =» CHX with hydroxylemine depends 
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AUTHORS : Kochetkov, N. K., Khamutova, Ye. D., Karpeyskiy, 79-12-9/43 
M. Ya., and Khomutov, R. H. 


TITLE: Investigation in the Series of the Isoxazol (Issledovariye 
v ryadu izoksazola) i 
IV. Synthesis of Some Amines of the Isoxazol Series 
(Sintez nekotorykh aminov ryada izoksazola) 


PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, Nr 12, pp- 3210- 
-3214 (USSR) 


ABSTRACT: In connection with that, recently obtained in physiological- 
ly active substances, to which the isoxazol-cycle belongs, 
too, the synthesis of some derivatives of the isoxazol 
series with an amino group in the side chain was carried 
out .by the authors. Thus the reaction of the 3-methyl- 
-chloride-isoxazol with diethylaminoethanol leads to 
(isoxazol-3-methyl )-f-diethylaminoethyl-ether (see formulae). 
This jamino ether forms together with ethyl iodide a 
quactany salt, which is also confirmed by its structure. 
Under the same conditions also the 3-diethylaminomethyl- 
-isoxazol forms a quartary salt, whereas 2 direct influence 
of the 3-methyl-chloride-isoxazol upon triethyl-amine does 

Card 1/3 not lead to the result expected. Furthermore, the authors 
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Investigation in the Series of the Isoxazol 79-12-9/43 
IV. Synthesis of Some Amines of the Isoxazol Series 


succeeded to bring the 3-methyl-chloride-isoxazol in con- 
densation with aromatic amines, with the aim to use the 
compounds obtained for the synthesis of the isologues 
(izologov) of the known preparation "Anthergan" (antergan), 
having the isoxazol-cycle instead of the benzene nucleus 
(see formulae!). As the halide methyl-isoxazolsa substituted 
are difficult to approach, a simple method of producing the 
4-methyl1-chloride-3-dimethyl-3, 5-dimethyl-isoxazol had to ve 
worked out. It succeeded to realize this new reaction by 
means of the heating of the 3, 5-dimethyl-isoxazol with 
paraformaldehyde in dry tetra-hydrogen-chloride in the pre- 


sence of hydrogen chloride. The yield of 3, 5-dimethyl-4- 
-methyl-chloride-isoxazol amounted to 26-30%. It was shown 
that the synthesized N-phenyl-N-(3,5-dimethyl-isoxazolyl-4- 
-methyl)-N, N-dialkyl-ethylene-diamines and the iodine 
ethylate of the 3-diethyl-amino-methyl-isoxazol demonstrate 
a weak physiologic activity. There are 7 references, 4 of 
which are Slavic. 
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Investigation in the Series of the Isoxazol 
IV. Synthesis of Some Amines of the Isoxazol Series 


ASSOCIATION: Institute of Pharmacology and Chemotherapy of the 
Academy of Medical Sciences, USSR; Moscow State University 
(Institut farmakologii i khimioterapii Akademii 
meditsinskikh nauk SSSR; Moskovskiy gosudarstvennyy universitet). 


SUBMITTED: October 1, 1956 


AVAILABLE: Library of Congress 


1. Amines - Synthesis 
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19-2-1B/ 54 
Investigations in the Series of Isoxazols. V. Substitution in Sr ceacs aeons 
zol 
was performed under cooling. At a total yield of 75 9% 2 mixture 
of nitro products was elininated which contained 45 % of of ae 
-nitrophenyl)-isoxazol and 30 % o -phenylnitroisoxazol. xX -(p- 
-nityophonyl)-isoxazol is identical with the substance obtained 
fron penitrophenyl- 6B -chlorovinylketone and the hydrociioride of 
t,,droxylamine (reference 4). Benzoic acid was ewliminated in the 
oxidation of oOo -phenylnitroisoxazol with potassiun pernuanzanate. 
Beside these two products the mixture contained a small snount 
(15 % of the entire reaction products) of a non-identificd substane 
“nich probably represents a mixture of polynitro derivatives and 
destruction products. & -pheny lbromoisoxazol with a yicle of 
70 % was obtained by bromination with an iron satalyst and heating. 
Its oxidation with potassium permanganate yields benzoic acid with 
a yield of 74 %, which contradicts a posible presence of a second 
isoner. The mercurizution with mercury acetate proceeds softer 
than that of benzene (reference 5) and yields the mercury acetate 
of oC-phenylisoxanol with a 90 % yield. In this connection only 
the isoxazol nucleus is mercurized. The position of the gubstitu- 
ents in the isoxazol nucleus of of -phenylisoxazol is at present 
deterained in the obtained compounds. The assumption that they oc- 
cupy the B-position secns to be well-founded. Conclusions: In the 
Card 2/3 reactions of bromination and nercurization of OX -phenylisoxazol 
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Kochetkov, N. K.,Khomutova,..YaeD., SOV/79-28-10-24/60 


_ Bazilevskiy, M. V. 


Investigation in the Isoxazole Series (Issledovaniye v 
ryadu izoksazola) VII. Chloromethylation of Isoxazoles 
(VII. Khlormetilirovaniye izoksazolov) 


Zhurnal obshchey khimii, 1958, Vol 28, Nr to, 
Pp 2736-2745 (USSR) 


Recently Kochetkov showed that the 3,5-dimethy 
isoxazole can enter into the chloromethylation 
reaction (Ref 10). Results are mentioned that were 
obtained in a detailed investigation of this reaction 
with various substituted isoxazoles. The authors 
proceeded from the chloromethylation of the easily 
accessible 3,5-dimethyl isoxazole as it was the most 
useful reaction and excluded the formation of isomers: 
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